Poly(eugenyl-2-hydroxypropyl methacrylate) (PEUGMA), poly(methyl methacrylate) (PMMA) and poly(eugenyl-2-hydroxypropyl methacrylate-co-methyl methacrylate) (PEUGMA-co-MMA) were synthesized by a free radical polymerization route in the presence of azobisisobutyronitrile. EUGMA was synthesized by etherification of the eugenol phenolic hydroxyl group with glycidyl methacrylate. Polymers and copolymers were characterized using size exclusion chromatography, Fourier transform infrared, and nuclear magnetic resonance. The effects of the encumbering substituent on the thermal behavior of the polymers and copolymers were studied by differential scanning calorimetry, thermogravimetry (TG) and direct analysis, using real-time, time-of-flight mass spectroscopy (DART-ToF-MS) methods. The results obtained revealed that for PEUGMA, the average molecular weight was 1.08 × 10 5 , and increased slowly with the decrease in the EUGMA content in the copolymer. The order of the distribution of dyads comonomer units in the copolymer chains estimated by the Igarashi method based on the reactivity ratio does reveal a random distribution with a tendency toward alternation. The glass transition temperature of PEUGMA (46 • C) increased with the MMA content in the copolymer, and those of the copolymer fit well with the Johnston's linearized expression. The TG analysis of pure PEUGMA revealed a significantly high thermal stability compared to that of PMMA. During its degradation, the preliminary decomposition was at 340 • C, and decreased as the MMA units increased in the copolymer. The DART-ToF-MS analysis revealed that the isothermal decomposition of PEUGMA led to a regeneration of raw materials such as EUGMA, GMA and EUG, in which the maximum amount was achieved at 450 • C.
Introduction
Methacrylate polymers containing epoxyl groups have attracted several researchers in different domains. This is because these materials are endowed with the well-balanced properties of epoxy and Polymers 2020, 12, x FOR PEER REVIEW 5 of 29 azobisisobutyronitrile (AIBN) as initiator at 70 °C. The copolymerization reaction of EUGMA with MMA is shown in Scheme 2. Scheme 2. Synthesis of poly(eugenyl-2-hydroxypropyl methacrylate-co-methyl methacrylate) (PEUGMA-co-MMA) copolymers.
The very viscous solution obtained was poured into an excess n-hexane from which the precipitated copolymer was filtered and purified two times by repeating the precipitation in nhexane. It is important to note that no gel or microgel was obtained after the microfiltration of each polymeric solution, indicating the absence of allylic-allylic and/or allylic-vinylic intermolecular reactions leading to the production of crosslinking homopolymer and copolymer. The resulting polymer was dried in a vacuum oven at room temperature for 48 h. In order to determine the reactivity ratio, the conversion rate was as limited as possible to values less than or equal to 12% relative to the amount of the starting monomer by limiting the time of the polymerization reaction at 20 min. Under these conditions, a series of copolymers containing different MMA content ranging between 25 and 75 mol % was synthesized by the same method. The preparation conditions are summarized in Table 1 . The very viscous solution obtained was poured into an excess n-hexane from which the precipitated copolymer was filtered and purified two times by repeating the precipitation in n-hexane. It is important to note that no gel or microgel was obtained after the microfiltration of each polymeric solution, indicating the absence of allylic-allylic and/or allylic-vinylic intermolecular reactions leading to the production of crosslinking homopolymer and copolymer. The resulting polymer was dried in a vacuum oven at room temperature for 48 h. In order to determine the reactivity ratio, the conversion rate was as limited as possible to values less than or equal to 12% relative to the amount of the starting monomer by limiting the time of the polymerization reaction at 20 min. Under these conditions, a series of copolymers containing different MMA content ranging between 25 and 75 mol % was synthesized by the same method. The preparation conditions are summarized in Table 1 . 
Results and Discussion

Synthesis and Characterization of EUGMA
The FTIR spectrum of EUGMA and those of their components are shown in Figure 1 . Indeed, the EUGMA spectrum reveals the total disappearance of the absorption band centered at 3580 cm −1 , corresponding to the phenolic hydroxyl group of Eugenol and the appearance of a new absorption band at 3477 cm −1 attributed to the secondary hydroxyl group characterizing the synthesized monomer. On the other hand, the absorption band which is localized at 1606 cm −1 is assigned to the C=C of the allylic group, and that at 1638 cm −1 is attributed to the C=C vinylic group, thus indicating the conservation of the radical polymerization site. The 1 HNMR analysis confirmed the previous results obtained by FTIR analysis by comparing the EUGMA spectrum with those of their components, as shown in Figure 2 . Indeed, the structure of this monomer was confirmed by the disappearance of the absorption peak at 9.9 ppm attributed to the proton (14) of the hydroxyl phenolic group and the appearance of the signal at 5.77 ppm attributed to the proton of the secondary hydroxyl group. Practically no change in the other signals attributed to the two components was observed in the EUGMA spectrum, indicating the conservation of the polymerization site as noted in the previous FTIR analysis. The 13 CNMR analysis also confirmed the EUGMA structure through a comparison of this prepared monomer spectrum with those of the starting reagents, as shown in Figure 3 . As in the case of the preceding analyses, the appearance of the peak centered at 65.0 ppm was assigned to the carbon (12) carrying the hydroxyl group. The simultaneous disappearance of the peak at 144.2 ppm, which was attributed to the carbon (a) carrying the hydroxyl linked to the aromatic group, was an indication of the formation of monomer in addition to other signals present in the reactants that remained unchanged.
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Synthesis of Homopolymers and Copolymers
The results of the homopolymerization of EUGMA and MMA and their copolymerization, are given in Table 2 . As can be seen from these data, the copolymerization yield achieved under the same conditions, the total amount of monomer did not exceed 12 wt %. 
SEC Analysis
The profiles of the SEC chromatograms of the PEUGMA, PMMA, and PEUGMA-co-MMA with different MMA content are gathered in Figure 4 . An example of the molar masses deducted from the data treated is presented in Figure 5 . 
The profiles of the SEC chromatograms of the PEUGMA, PMMA, and PEUGMA-co-MMA with different MMA content are gathered in Figure 4 . An example of the molar masses deducted from the data treated is presented in Figure 5 . The molar masses and the polydispersity index of the polymers and copolymers determined by SEC analysis are grouped in Table 2 . As can be seen from these data, the molecular masses were relatively high and decreased as the starting EUGMA increased in the reaction mixture. This phenomenon can be attributed to the steric hindrance of the monomer substituent. Indeed, such a substitute group covers the active site and consequently limits the access of the monomer to the macroradical. This phenomenon also decreases the kinetics of polymerization. Indeed, a rapid increase in the viscosity of the medium was caused by the incorporation of heavy monomeric units in the growing chains. The values of the polydispersity index (I), which vary randomly, are relatively high in characterizing the radical polymerization reactions, which are mainly owing to the transfer reactions. Polymers 2020, 12, x FOR PEER REVIEW 10 of 29 The molar masses and the polydispersity index of the polymers and copolymers determined by SEC analysis are grouped in Table 2 . As can be seen from these data, the molecular masses were relatively high and decreased as the starting EUGMA increased in the reaction mixture. This phenomenon can be attributed to the steric hindrance of the monomer substituent. Indeed, such a substitute group covers the active site and consequently limits the access of the monomer to the macroradical. This phenomenon also decreases the kinetics of polymerization. Indeed, a rapid increase in the viscosity of the medium was caused by the incorporation of heavy monomeric units in the growing chains. The values of the polydispersity index (I), which vary randomly, are relatively high in characterizing the radical polymerization reactions, which are mainly owing to the transfer reactions.
Structure
FTIR Analysis
A comparison of the FTIR spectra of the synthesized copolymer with those of the two corresponding homopolymers is shown in Figure 6 . All PEUGMA-co-MMA spectra show the same bands common to both comonomers, indicating their real presence in the copolymer. The absence of new peaks and the lack of disappearance of the absorption peaks at 1618 cm −1 , which is assigned to the isolated olefinic bonds indirectly linked to the phenyl group, indicate that the structure of the copolymer is not affected during the copolymerization process. As noted in the Section 2.3.2, no gel or microgel resulting from possible crosslinking reaction occurred between the allylic-allylic double bonds or allylic-vinylic double bonds were observed. This seems predictable, because the allyl radicals are much more stable than the corresponding vinyl radicals, and that propagation is quickly terminated by hydrogen abstraction from an allylic 
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A comparison of the FTIR spectra of the synthesized copolymer with those of the two corresponding homopolymers is shown in Figure 6 . All PEUGMA-co-MMA spectra show the same bands common to both comonomers, indicating their real presence in the copolymer. The absence of new peaks and the lack of disappearance of the absorption peaks at 1618 cm −1 , which is assigned to the isolated olefinic bonds indirectly linked to the phenyl group, indicate that the structure of the copolymer is not affected during the copolymerization process. As noted in the Section 2.3.2, no gel or microgel resulting from possible crosslinking reaction occurred between the allylic-allylic double bonds or allylic-vinylic double bonds were observed.
This seems predictable, because the allyl radicals are much more stable than the corresponding vinyl radicals, and that propagation is quickly terminated by hydrogen abstraction from an allylic monomer. According to different authors [29] [30] [31] , the self-termination by allylic hydrogen atom abstraction is often referred to as allylic degradative chain transfer. The allylic monomer radical stabilizes itself by resonance which explains the slow polymerization of allylic monomers and the relatively low molecular weight of the polymers.
Similar difficulties were observed when copolymerizing allylic monomers with vinylic monomers. Consequently, to polymerize allylic monomers, large quantities of free radical initiators are required, resulting in relatively large amounts of terminal initiator end groups and residual initiator decomposition products. For this reason, no poly(eugenol) synthesized by free radical polymerization was reported in the literature. On the contrary, according to Fujisawa and al. [32] , eugenol has been found as a retarder against polymerization MMA using benzoyl peroxide or AIBN as our initiator.
stabilizes itself by resonance which explains the slow polymerization of allylic monomers and the relatively low molecular weight of the polymers.
Similar difficulties were observed when copolymerizing allylic monomers with vinylic monomers. Consequently, to polymerize allylic monomers, large quantities of free radical initiators are required, resulting in relatively large amounts of terminal initiator end groups and residual initiator decomposition products. For this reason, no poly(eugenol) synthesized by free radical polymerization was reported in the literature. On the contrary, according to Fujisawa and al. [32] , eugenol has been found as a retarder against polymerization MMA using benzoyl peroxide or AIBN as our initiator. 
NMR Analysis
The structure of homopolymers and copolymers were highlighted by 1 H and 13 C NMR analysis through the comparison of their spectra with those of their monomer components in which the PEUGMA-co-MMA25 is presented as an example. The 1 HNMR spectrum of this copolymer in Figure  7 reveals a total disappearance of the signals at 4.8, 5.0 and 5.9 assigned to the three vinylic protons (1, 1′ and 2) observed in the EUGMA spectrum ( Figure 2 ) and a co-presence of all other signals of the monomers spectra including those of the allylic C=C.
The comparison of the signal area of the two vinylic protons (1,2) with that of the two protons of carbon-4 and before the polymerization process, whose ratio is close to one, remains unchanged, indicating that the allylic double bond is not affected during the reaction. 
The structure of homopolymers and copolymers were highlighted by 1 H and 13 C NMR analysis through the comparison of their spectra with those of their monomer components in which the PEUGMA-co-MMA25 is presented as an example. The 1 HNMR spectrum of this copolymer in Figure 7 reveals a total disappearance of the signals at 4.8, 5.0 and 5.9 assigned to the three vinylic protons (1, 1 and 2) observed in the EUGMA spectrum ( Figure 2 ) and a co-presence of all other signals of the monomers spectra including those of the allylic C=C.
The comparison of the signal area of the two vinylic protons (1,2) with that of the two protons of carbon-4 and before the polymerization process, whose ratio is close to one, remains unchanged, indicating that the allylic double bond is not affected during the reaction.
This observation confirms the stability character of the C=C bond allyl group during the free radical polymerization as described by the mechanism proposed by Bartlett [29, 30] and Vilodina [32] . Basing on the areas of the signals between 0.60 and 1.30 ppm, which are attributed to the three protons -CH 3 (15,a) common to both monomeric units and those at 3.33 ppm, assigned to the distinct protons attached to the methylenic carbon-4, the determination of the comonomer units in each copolymer was possible using Equation (1)
where δ CH2 (4) and δ CH3 (15,a) are the areas of the two protons of carbon-4 and that grouped with the carbon-15 and carbon-a, respectively, and the estimated results are grouped in Table 3 .
Comparable results were also obtained by the 13 CNMR analysis in Figure 8 . Indeed, the structure of this copolymer is confirmed by the disappearance of the characteristic signals at 140 ppm (carbon-15) and 128 ppm (carbon-17) of the vinylic group of the EUGMA monomer observed (Figure 3) , which are the site of the polymerization. On the other hand, all the other carbons are well present on this spectrum including those of the allylic double bonds of the EUGMA unit.
This observation confirms the stability character of the C=C bond allyl group during the free radical polymerization as described by the mechanism proposed by Bartlett [29, 30] and Vilodina [32] . Basing on the areas of the signals between 0.60 and 1.30 ppm, which are attributed to the three protons -CH3 (15,a) common to both monomeric units and those at 3.33 ppm, assigned to the distinct protons attached to the methylenic carbon-4, the determination of the comonomer units in each copolymer was possible using Equation (1) EUGMA( %) = 6 ( ) 2 ( , ) × 100 (1) where δCH2(4) and δCH3 (15,a) are the areas of the two protons of carbon-4 and that grouped with the carbon-15 and carbon-a, respectively, and the estimated results are grouped in Table 3 .
Comparable results were also obtained by the 13 CNMR analysis in Figure 8 . Indeed, the structure of this copolymer is confirmed by the disappearance of the characteristic signals at 140 ppm (carbon-15) and 128 ppm (carbon-17) of the vinylic group of the EUGMA monomer observed (Figure 3) , which are the site of the polymerization. On the other hand, all the other carbons are well present on this spectrum including those of the allylic double bonds of the EUGMA unit. 
UV Analysis
The PEUGMA-co-MMA composition was confirmed by UV-visible analysis through the maximum absorption band of the PEUGMA phenyl group at 277 nm using the calibration curve indicating the variation of the absorbance versus the PEUGMA/PMMA composition. The results obtained are gathered for comparison in Table 3 . As can be seen from these data these values confirm those obtained by the 1 HNMR method, and their arithmetic averages were used to estimate the reactivity ratio.
Comonomer Distribution
The distribution of EUGMA and MMA units in the PEUGMA-co-MMA chains was estimated from the reactivity ratios (r 1 and r 2 ) for the EUGMA/MMA copolymerization process. The values of these parameters were calculated from the comonomer feed ratios and the copolymer compositions obtained previously by nuclear magnetic resonance (NMR) ( Table 3 ) through the Mayo-Lewis equation [33] . Using this method, r 2 values were plotted as a function of the various assumed values of r 1 according to Equation (2) for each experiment with different feed and copolymer compositions. The subscripts (1) and (2) indicate EUGMMA and MMA monomers.
where f i is the mole fraction of the monomer (i) in the feed, and F i is the mole fraction of the monomer unit (i) in the copolymer. The reactivity ratios are estimated from the intersection of the straight lines of the curves indicating the variation of r 2 vs. r 1 of Figure 9 traced from Equation (2). The area in which most lines intersect can be given as an experimental error range. 
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The distribution of EUGMA and MMA units in the PEUGMA-co-MMA chains was estimated from the reactivity ratios (r1 and r2) for the EUGMA/MMA copolymerization process. The values of these parameters were calculated from the comonomer feed ratios and the copolymer compositions obtained previously by nuclear magnetic resonance (NMR) ( Table 3 ) through the Mayo-Lewis equation [33] . Using this method, r2 values were plotted as a function of the various assumed values of r1 according to Equation (2) for each experiment with different feed and copolymer compositions. The subscripts (1) and (2) indicate EUGMMA and MMA monomers.
where fi is the mole fraction of the monomer (i) in the feed, and Fi is the mole fraction of the monomer unit (i) in the copolymer. The reactivity ratios are estimated from the intersection of the straight lines of the curves indicating the variation of r2 vs. r1 of Figure 9 traced from Equation (2). The area in which most lines intersect can be given as an experimental error range. As can be seen from these curve profiles, the variations of r2 vs. r1 resulted in linear curves, and their intersections reveal r2 and r1 values of 0.32 ± 0.10 and 1.05 ± 0.07, respectively. Using the same As can be seen from these curve profiles, the variations of r 2 vs. r 1 resulted in linear curves, and their intersections reveal r 2 and r 1 values of 0.32 ± 0.10 and 1.05 ± 0.07, respectively. Using the same data of Table 3 , the reactivity ratios were also determined for comparison by the traces plotted using the Fineman-Ross (3) [34] and Kelen-Tüdős (4) [35] equations.
where
r 2 and r 1 can be estimated from the intercept and the slope of the linear curve of G vs. H of Figure 10 .
with α = (H min H max ) 1/2 (7) where H min and H max are the lowest and highest values of H from the Fineman-Ross equation. The data can be plotted in linear form as in Equation (5). Therefore, r 2 can be calculated from the intercept of the linear curve of η vs. µ of Figure 11 . Then, r 1 can be obtained from the slope of the curve, as shown in the equations above. The averaged values of r 1 and r 2 obtained by the three methods are gathered for comparison in Table 4 . As can be seen from these data the reactivity values obtained by the three methods are comparable, and show that the distribution of the comonomeric units in the polymer chains should be random, with a tendency toward alternation. Although the steric hindrance of the eugenyl substituent which hinders the incorporation of its self or the other monomer in the growing chain, the higher polarity of EUGMA which contains hydroxyl group carries it and promotes the easier incorporation of MMA. Comparable results were also obtained by Deshpande et al. [36] in the copolymerization of MMA with alkylmethacrylate monomer containing a hydroxyl group such as 2-hydroxypropyl methacrylate (HPMA) by a free radical polymerization route in which the reactivity values were 1.06 and 0.40 for HPMA and MMA, respectively. 
Distribution of the Dyad Monomer Sequences
The distribution of the dyad monomer sequences EUGMA-EUGMA, MMA-MMA and EUGMA-MMA were calculated using the method proposed by Igarashi [37] :
where X, Y and Z are the mole fractions of the EUGMA-EUGMA, MMA-MMA and EUGMA-MMA dyads in the copolymer, respectively and ϕ 1 and ϕ 2 are the EUGMA and MMA mole fraction in the copolymer, respectively. Using the data of Table 3 and Equations (8)-(10), the variation of these different dyad fractions are calculated and the results obtained are displayed in Figure 12 . These results confirm the conclusion drawn by the reactivity ratio in which the distribution of the monomeric units in the polymer chains is random, with a tendency toward alternation. Indeed, a high content of EUGMA-MMA heterodyads compared with those of their corresponding homogeneous dyads EUGMA-EUGMA and MMA-MMA is revealed. These results also show that the mole fraction of EUGMA-EUGMA dyads and EUGMA-MMA increased with the EUGMA content in the copolymer.
dyads in the copolymer, respectively and φ1 and φ2 are the EUGMA and MMA mole fraction in the copolymer, respectively. Using the data of Table 3 and Equations (8)-(10), the variation of these different dyad fractions are calculated and the results obtained are displayed in Figure 12 . These results confirm the conclusion drawn by the reactivity ratio in which the distribution of the monomeric units in the polymer chains is random, with a tendency toward alternation. Indeed, a high content of EUGMA-MMA heterodyads compared with those of their corresponding homogeneous dyads EUGMA-EUGMA and MMA-MMA is revealed. These results also show that the mole fraction of EUGMA-EUGMA dyads and EUGMA-MMA increased with the EUGMA content in the copolymer. 
Thermal Analysis
DSC Analysis
A uniform thermal history across all specimens was ensured by presenting thermograms with traces of the second run after quenching from temperatures slightly above T g . As presented in Figure 13 , the thermogram of the PMMA homopolymer shows that T g occurs at 101 • C, which is in agreement with the literature [38, 39] , while that of the PEUGMA homopolymer shows a T g at 46 • C. On the other hand, the thermal curves of PEUGMA-co-MMA copolymers show a dependence of the thermal properties on the EUGMA unit incorporated in the copolymer. Table 5 summarizes the T g values deducted. As indicated by this table, the glass transition behavior of PMMA is significantly influenced by the EUGMA content, in which the T g value from PMMA to PEUGMA-co-MMA copolymers decreased from 101 to 46 • C when the bulky monomeric unit incorporated varied from 0 to 100 wt %. The Fox equation [40] was also used to predict the glass transition temperature of a copolymer. According to different authors [41] [42] [43] [44] , statistical or random copolymers are characterized by a good correlation between the experimental values of T g and those calculated from the Fox equation. On the other hand, the values of T g for alternative copolymers deviate from those calculated. 1
where T Cal g(cop) , T g (1) and T g (2) are the calculated glass transition temperatures of copolymer, homopolymer (1) and homopolymer (2), respectively. w 1 and w 2 are the weight fraction of comonomers (1) and (2) .
Using this criterion and replacing the letters by the values in Equation (11), it was possible to calculate the T Cal g(cop) value for each sample. The obtained results were added to this table for comparison.
As can be seen from these data, the values of T g calculated, T Cal g(cop) negatively deviated from those obtained experimentally, and the resulting difference decreased from 24.0 to 1.7 • C with an increase of EUGMA content in the copolymer.
where T ( ) , Tg (1) and Tg (2) are the calculated glass transition temperatures of copolymer, homopolymer (1) and homopolymer (2), respectively. w1 and w2 are the weight fraction of comonomers (1) and (2) .
Using this criterion and replacing the letters by the values in Equation (11), it was possible to calculate the ( ) value for each sample. The obtained results were added to this table for comparison. As can be seen from these data, the values of Tg calculated, ( ) negatively deviated from those obtained experimentally, and the resulting difference decreased from 24.0 to 1.7 °C with an increase of EUGMA content in the copolymer. Taking into account the dominance of the different neighboring interactions, the behavior of glass transitions can be determined from the contribution of three comonomer pairs in terms of dyads sequencing [45] , i.e., MMA-MMA, EUGMA-EUGMA and MMA-EUGMA or EUGMA-MMA. In this way, the effect of the microstructure of the copolymer on its glass transition has been considered by Johnston [46] and Barton. [47] Indeed, the Johnston approach is based on the free volume theory which is considered as an extension of that of Fox [40] . San Roman et al. [45] suggested that a linear expression of Johnston's can be written as:
where T g cp E−M is the glass transition temperature of the poly(EUGMA-co-MMA), w E and w M are the average weight fractions of EUGMA and MMA comonomer units in the copolymer chains, T gPEUGMA and T gPMMA are the glass transition temperatures of PEUGMA and PMMA homopolymers, respectively, and T g(E−alt−M) that of the alternating copolymer; P E−E , P E−M , P M−E and P M−M refer to the probabilities of having various linkages defined statistically by Equations (13) and (14) [46]
where X is the EUGMA/MMA concentration ratio in the feed. P E−E , P E−M , P M−E and P M−M symbolize the probabilities of EUGMA-EUGMA, EUGMA-MMA, MMA-EUGMA and MMA-MMA linkages, respectively. These parameters were calculated from Equations (13) and (14), and their application in the linearized Johnston's treatment as shown in Figure 14 , gives a straight line with a slope indicating a T g(E−alt−E−M) of 79.6 • C. The T g values of the copolymer with different compositions calculated from this method are shown in Table 5 and reveal a best coherence with those obtained experimentally compared to those of the Fox approach. 
TGA Analysis
The effect of the EUGMA content incorporated in the copolymer on the thermal degradation of PMMA was examined by the TGA method, and the thermograms obtained in a nitrogen gas atmosphere are gathered for comparison in Figure 15A ,B. As shown in the thermal curve of the PMMA, three main loss-of-weight regions were observed. Among the many investigations that have been devoted to the thermal degradation of PMMA, similar results were obtained by Kashiwagi et al. [48] using the same route of preparation and allowed for an acceptable interpretation of the observed phenomena.
According to these investigators, the first decomposition step, which is localized between 165 and 235 °C, would be initiated by scissions of head-to-head linkages (H-H). The bond dissociation energy of H-H linkages was estimated to be less than that of a C-C backbone bond owing to a large steric hindrance and inductive effect of vicinal ester groups. The second step between 283 and 340 °C was described as being initiated by scissions at unsaturated ends (resulting from termination by disproportionation) involving a homolytic scission β to the vinyl group. Finally, the last step that 
The effect of the EUGMA content incorporated in the copolymer on the thermal degradation of PMMA was examined by the TGA method, and the thermograms obtained in a nitrogen gas atmosphere are gathered for comparison in Figure 15A ,B. As shown in the thermal curve of the PMMA, three main loss-of-weight regions were observed. Among the many investigations that have been devoted to the thermal degradation of PMMA, similar results were obtained by Kashiwagi et al. [48] using the same route of preparation and allowed for an acceptable interpretation of the observed phenomena. PEUGMA, in which the ester group is much more cluttered than that of tert-butyl, shows a thermogram with only one main decomposition step that starts at 340 °C, well beyond that of PMMA. A comparison of the thermal decomposition of the two poly(methacrylic) esters reveals that the substitution of the methoxy group of PMMA with another bulker type such as eugenoxy considerably increases the thermal stability of the poly(methacrylic) ester, and the decomposition process is prolonged by about 100 °C. On the other hand, the TGA thermograms of the PEUGMA-co-MMA copolymers reveal an important shift in the decomposition temperature toward the right with regard to pure PMMA, varying between 260 °C for the copolymer containing 39.79 mol % of EUGMA (PEUGMA-co-MMA25) to 350 °C for that containing 77.05 mol % units of this bulky monomer (PEUGMA-co-MMA75). As can be seen from these data, the incorporation of EUGMA units in the PMMA leads to an increase in the thermal stability of PMMA. The jump in the increase of thermal stability of PMMA due to the addition of a small amount of EUGMA is considered an exploit. According to these investigators, the first decomposition step, which is localized between 165 and 235 • C, would be initiated by scissions of head-to-head linkages (H-H). The bond dissociation energy of H-H linkages was estimated to be less than that of a C-C backbone bond owing to a large steric hindrance and inductive effect of vicinal ester groups. The second step between 283 and 340 • C was described as being initiated by scissions at unsaturated ends (resulting from termination by disproportionation) involving a homolytic scission β to the vinyl group. Finally, the last step that starts at around 330 • C would be initiated by random scission within the polymer chain.
According to the literature [49] , the nature of the alkyl group in poly(alkylmethacrylate)s also determines the mode of the thermal decomposition of these types of polymers. Indeed, at heating temperatures above 200 • C, an unzipping reaction occurred in the almost practical and quantitative production of monomer [26] from the poly(alkylmethacrylate)s of higher ester groups. However, these tended to decompose only partially to a regenerating monomer. Poorer yields of monomer were generally obtained when passing up the homologous series and from primary to secondary and tertiary esters. Thus, poly(n-butylmethacrylate) produces about 50% of n-butylmethacrylate, while poly(tert-butylmethacrylate) yields about 1% of tert-butylmethacrylate and an almost quantitative amount of isobutene and poly(methacrylic anhydride) [26] . The decomposition of poly(tert-butylmethacrylate) involves ester decomposition to produce poly(methacrylic) acid, which then loses water to form the anhydride.
PEUGMA, in which the ester group is much more cluttered than that of tert-butyl, shows a thermogram with only one main decomposition step that starts at 340 • C, well beyond that of PMMA.
A comparison of the thermal decomposition of the two poly(methacrylic) esters reveals that the substitution of the methoxy group of PMMA with another bulker type such as eugenoxy considerably increases the thermal stability of the poly(methacrylic) ester, and the decomposition process is prolonged by about 100 • C. On the other hand, the TGA thermograms of the PEUGMA-co-MMA copolymers reveal an important shift in the decomposition temperature toward the right with regard to pure PMMA, varying between 260 • C for the copolymer containing 39.79 mol % of EUGMA (PEUGMA-co-MMA25) to 350 • C for that containing 77.05 mol % units of this bulky monomer (PEUGMA-co-MMA75). As can be seen from these data, the incorporation of EUGMA units in the PMMA leads to an increase in the thermal stability of PMMA. The jump in the increase of thermal stability of PMMA due to the addition of a small amount of EUGMA is considered an exploit.
The activation energy E a of the pure PMMA, pure PEUGMA and PEUGMA-co-MMA copolymers was estimated from the pseudolinear portions of the thermal decomposition of each sample using the integral method proposed by Broido [50] :
where Y represents the fraction of the sample not yet decomposed, and w o , w ∞ , and w T are the initial weight, final weight and weight at a certain temperature, respectively. The variation of Ln Ln 1 Y vs. the inverse of the temperature plotted for pure PMMA, pure PEUGMA, and their corresponding copolymers in Figure 16 is linear. Thus, E a of the thermal decomposition process was deduced from the respective slopes. As can be seen from these curve profiles, the activation energy of pure PMMA was estimated as 82 kJ·mol −1 , which is lower than that obtained by the Kissinger equation reported in the literature (113.0 kJ·mol −1 ) [51] . Next, 128 kJ·mol −1 [52] was obtained for PMMA by the free radical polymerization route, while that of pure PEUGMA was superior at 153.11 kJ·mol −1 .
The activation energy increased from 109.60 to reach a maximum of 138.20 kJ·mol −1 when the EUGMA content in the copolymer changed from 39.79 to 77.05 mol %. This result indicates that the incorporation of an amount of EUGMA units in the PMMA main chain enhanced the thermal stability of this polymer. The increase in the E a value when the EUGMA units incorporating the copolymers increased is probably due to the higher lower energy required for bond scission and the unzipping of PEUGMA-co-MMA copolymers.
The activation energy increased from 109.60 to reach a maximum of 138.20 kJ·mol −1 when the EUGMA content in the copolymer changed from 39.79 to 77.05 mol %. This result indicates that the incorporation of an amount of EUGMA units in the PMMA main chain enhanced the thermal stability of this polymer. The increase in the Ea value when the EUGMA units incorporating the copolymers increased is probably due to the higher lower energy required for bond scission and the unzipping of PEUGMA-co-MMA copolymers. 
DART-ToF-MS Analysis
The isothermal degradation of the synthesized materials in a helium atmosphere was investigated by the DART-ToF-MS method at 200, 250, 300, 350, 400 and 450 • C. This revealed the results of the decomposition, in which the more striking values are presented in Figures 17-19 . As can be seen from these traces in Figure 17 , the decomposition of PEUGMA essentially produced the monomer and started materials such as GMA and EUG. These data also revealed that the regeneration of monomer began at 350 • C and reached a maximum at 450 • C, in which 23.53 mol % of EUGMA, 15.06 mol % of GMA and 15.06 mol % of EUG were regenerated. This result is similar to those obtained using TGA, in which the thermogram showed only an ultimate degradation temperature, indicating the production of an important ratio of EUGMA at this temperature.
The other resulting products which are the isomers of C 17 H 20 O 4 , C 8 H 9 O 3 , C 6 H 10 O 2 and C 3 H 8 O 2 , are attributed to a probable fragmentation of the starting bulky monomers and also the polymer backbone, followed by rearrangement reactions that occurred during the degradation process. During this step, an important ratio of 1,2-propanol (76.08 g·mol −1 ) and its isomers was released.
PMMA that was submitted to the same conditions showed the thermograms of Figure 18 . The data obtained at 200 • C revealed no signals indicating the regeneration of MMA, while three principal signals attributed to the isomers of C 6 H 12 O 2 (116, 09 g·mol −1 ), C 7 H 10 O 3 (142.07 g·mol −1 ) and 163.18 (C 10 H 11 O 2 ) g·mol −1 are present in this thermogram. On the other hand, the thermogram obtained at 300 • C shows an intense signal at 100.06 g·mol −1 with an unsaturation degree of 1.5, indicating the chemical structure of MMA, and thus confirming the results previously obtained by TGA. Other less intense signals were observed at this temperature, revealing the formation of isomers of which the more striking are C 7 H 10 O 3 (142.07 g·mol −1 ), C 9 H 11 (119.07 g·mol −1 ), C 8 resulting from the fragmentation of the polymer chain, followed by a rearrangement reaction.
Concerning the PEUGMA-co-MMA, Figure 19 shows a thermogram of the thermal decomposition of this copolymer containing 13.40 mol % of MMA, taken as an example from the series of synthesized copolymers. As can be seen from these traces, practically no signal of the starting monomer EUGMA is observed at temperatures less than 250 • C. At this temperature, only the EUG is mostly regenerated and small amounts of MMA and GMA are also observed. In addition, other signals attributed to an eventual fragmentation of the bulky substituent are observed in this thermogram. This led principally to the formation of isomers of C 3 H 8 O 2 (76.08 g·mol −1 ) and C 9 H 11 (119.17 g·mol −1 ).
Conversely, an intense signal is observed at 308.16 g·mol −1 under a temperature of 300 • C. This indicates that the regeneration of a significant ratio of EUGMA as well as achieving a relatively small signal at 100.06 g·mol −1 are the results observed due to different polymer chain scissions; the aforementioned small signal is usually assigned to the regeneration of MMA and other products. The thermogram obtained at 450 • C shows the maximum EUGMA amount regenerated and a small amount of MMA; this reflects the initial composition of this copolymer (13.40 mol % of MMA). As for the homopolymers and copolymers, the degradation process also led to the production of molecules such as the isomers of C 3 
The isothermal degradation of the synthesized materials in a helium atmosphere was investigated by the DART-ToF-MS method at 200, 250, 300, 350, 400 and 450 °C. This revealed the results of the decomposition, in which the more striking values are presented in Figures 17-19 . As can be seen from these traces in Figure 17 , the decomposition of PEUGMA essentially produced the monomer and started materials such as GMA and EUG. These data also revealed that the regeneration of monomer began at 350 °C and reached a maximum at 450 °C, in which 23.53 mol % of EUGMA, 15.06 mol % of GMA and 15.06 mol % of EUG were regenerated. This result is similar to those obtained using TGA, in which the thermogram showed only an ultimate degradation temperature, indicating the production of an important ratio of EUGMA at this temperature. The other resulting products which are the isomers of C17H20O4, C8H9O3, C6H10O2 and C3H8O2, are attributed to a probable fragmentation of the starting bulky monomers and also the polymer backbone, followed by rearrangement reactions that occurred during the degradation process. During this step, an important ratio of 1,2-propanol (76.08 g·mol −1 ) and its isomers was released.
PMMA that was submitted to the same conditions showed the thermograms of Figure 18 . The data obtained at 200 °C revealed no signals indicating the regeneration of MMA, while three principal signals attributed to the isomers of C6H12O2 (116, 09 g·mol −1 ), C7H10O3 (142.07 g·mol −1 ) and 163.18 (C10H11O2) g·mol −1 are present in this thermogram. On the other hand, the thermogram obtained at 300 °C shows an intense signal at 100.06 g·mol −1 with an unsaturation degree of 1.5, indicating the chemical structure of MMA, and thus confirming the results previously obtained by TGA. Other less intense signals were observed at this temperature, revealing the formation of isomers of which the more striking are C7H10O3 (142.07 g·mol −1 ), C9H11 (119.07 g·mol −1 ), C8H10O3 (154.12 g·mol −1 ), C7H10O5 (174.06 g·mol −1 ), dimer (200.10 g·mol −1 ), C9H15O4 (190.09 g·mol −1 ) and C17H18O (238.15 g·mol −1 ) resulting from the fragmentation of the polymer chain, followed by a rearrangement reaction.
Concerning the PEUGMA-co-MMA, Figure 19 shows a thermogram of the thermal decomposition of this copolymer containing 13.40 mol % of MMA, taken as an example from the Figure 19 . Thermograms of isothermal decomposition of PEUGMA-co-MMA indicating intensity of absorption signal attributed to resulting products vs. molecular weight.
Conclusions
We conclude this study by presenting the significant results that were achieved. First, the successful synthesis of EUGMA via the etherification of a eugenol phenolic hydroxyl group with a GMA epoxy-ring opening route. Second, the polymer and copolymers that resulted from the polymerization and copolymerization of EUGMA and MMA showed molar masses that were relatively high and decreased as the starting EUGMA increased in the reaction mixture. The molar mass distribution varied randomly with the comonomers. The variation of the different dyad fractions in the copolymer calculated from the Igarashi method confirm the conclusion drawn by the reactivity ratio in which the distribution of the monomer units in the copolymer chains is random, with a tendency toward alternation.
The thermal properties of these materials investigated by the DSC method revealed for the PEUGMA a T g of 46 • C, which increased as the number of MMA units increased in the copolymer. The T g values of the copolymer with different compositions calculated from the Johnston approach reveal a best coherence with those obtained experimentally compared to those of the Fox approach.
The thermal decomposition of polymers and copolymers studied by TGA showed for PEUGMA only one main decomposition step, which started at 340 • C, well beyond that of PMMA. On the other hand, PEUGMA-co-MMA copolymers revealed an important shift in the decomposition temperature with regard to pure PMMA, which varied between 260 • C and 350 • C according to the composition.
The activation energy of homopolymers and copolymers which had been estimated from the Broido relationship revealed for PMMA a value of 81.55 kJ·mol −1 , which is largely inferior to that of PEUGMA (153.20 kJ·mol −1 ). An important thermal stability of PMMA was observed with the incorporation of EUGMA and increased with the EUGMA units in the copolymer. A DART-ToF-MS analysis revealed that the isothermal decomposition of PEUGMA led to a regeneration of the monomer and raw materials such as GMA and EUG. During this regeneration, the maximum amount of these components was achieved at 450 • C. Conversely, under the same conditions, PMMA regenerated maximum MMA at 300 • C. With regard to the copolymers, only small amounts of MMA and GMA were regenerated at 250 • C, and the maximum number of isomers of C 3 H 8 O 2 was obtained. 
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